Stepwise synthesis of a Ru 4 
Supporting information
General information Syntheses of complexes X-ray crystallography Table 1 . Crystal parameters, data collection and refinement details for the structure in this paper. The product was extracted with dichloromethane, dried over MgSO 4 and evaporated to dryness.
The product was purified by column chromatography on silica. Elution with MeCN-water-saturated aqueous KNO 3 (100 : 10 : 1) resulted in a broad yellow band moving down the column which was collected. After removing acetonitrile by rotary evaporation, excess saturated aqueous KPF 6 was added and the product was extracted from the suspension into dichloromethane. 
X-ray crystallography
Crystals were removed from the mother liquor, coated with oil, and transferred rapidly to a stream of cold N 2 on the diffractometer (Bruker APEX-2) to prevent any decomposition due to solvent loss.
After integration of the raw data, and before merging, an empirical absorption correction was applied (SADABS) 4 based on comparison of multiple symmetry-equivalent measurements. The structures were solved by direct methods and refined by full-matrix least squares on weighted F 2 values for all reflections using the SHELX suite of programs. 5 Pertinent crystallographic data are collected in Table   1 , and coordination-sphere bond distances are in Table 2 .
The crystals scattered weakly -as is usual for compounds of this type -due to a combination of poor crystallinity and extensive disorder of anions/solvent molecules. were removed via application of the 'Squeeze' function in PLATON. 6 Full details of these issues and how they were handled is given in the individual CIF, but it should be noted that the composition/formula of the crystal as given in Table 1 is necessarily an approximation (regarding anions / solvents). We emphasise that the complex cation is well defined with reasonable displacement parameters and with esd's for atomic coordinates and for bond distances / angles that are unremarkable. 4 ] 16 . The reference electrode was a silver wire pseudo-reference, hence ferrocene was used as in internal standard (wave labelled 'Fc') and the potential of this is taken as zero in each case. The resulting calculated potentials for the Ru(II)/Ru(III) processes (labelled 'Ru') are in the main text. On trace (c), the small shoulder before the Ru(II)/Ru(III) wave (labelled * in the expansion) probably arises from the naphthyl groups in the ligands L as a similar feature occurs in the CV of the free ligand.
